On microbial oxidation with Pseudomonas pseudo mallei, Grayanotoxin (G)-II (1) was transformed to 3dehydro G-II (2) as the main product, and the structure was elucidated on the basis of the spectral data.') In this report, we wish to describe the investigation of the reactivity of three secondary hydroxyl groups toward acetylation and alkaline hydrolysis, and chemical transformation of G-II (1) into 3-dehydro G-lI (2), on the basis of preliminary evidence.
On mild acetylation (Pyr. 1 ml, Ac2O 1 ml, at 0°C, for 4 hr), G-II (1) (100 mg) gave 3,6-diacetate (3) (46 mg, 37.1 % yield) and 3-acetate (4), mp 83°C .(40 mg, 35.7% yield) (preparative TLC: C6H6: Et2O: EtOH= 5:2:0.5). Similarly, ethylidene G-II (5) (78 mg), obtained as below, gave ethylidene G-II-3,6-diacetate (6) (27 mg, 28.3 % yield), ethylidene G-II-3-acetate (7) (33 mg, 38.1 % yield), mp 150°C, ethylidene G-11-6acetate (8) (10 mg, 11.5% yield), mp 203°C, and 5 (5 mg, 6.4 % yield) on mild acetylation at 8°C for 12 hr. Ethylidene G-II (5) was obtained on heating G-II-3,6diacetate (3) in isopropyl ether and acetal with catalytic amounts of p-toluenesulfonic acid and successive alkaline hydrolysis (58% yield). From these facts, the C3-hydroxyl group was the most reactive toward acetylation.
On the other hand, the C6-acetoxyl group was the most reactive toward alkaline hydrolysis. On am monolysis, G-11 tetraacetate (9) gave G-II triacetate (10)2) and ethylidene G-II-3,6-diacetate (6) gave ethyli dene G-11-3-acetate(7) (84.5 % yield). The easier hydro lysis of the C6-acetoxyl group is explained by the stronger neighboring group effect of the Cg-hydroxyl group, as described by T. C. Bruice.3)
On the basis of these findings, G-II (1) was transformed to 3-dehydro G-II (2) as below. G-II triacetate (10) (50 mg) was allowed to react with dihydropyrane (0.5 ml) to give tetrahydropyranyl ether (11) 
